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(57) ABSTRACT

A gas barrier thin film having a substrate, an anchoring layer,
and an morganic oxide layer, the anchoring layer including a
silicon-containing organic-inorganic composite copolymer
comprising a repeating unit of the formula

—(810),—,
a repeating unit of the formula

—(S1R  R,—NR;), —,

and at least one or a combination of repeating units of the
formulas

Rg
| _
R4 —Si—0O0—1—
—ETi—Oﬂp— O ,
Rs —_—Sl—O—_q—
R5

wherein at least one of R, R, and R 1s independently hydro-
gen, R, R,, and R, are each independently C,-C. alkyl,
C,-C; alkenyl, C,-C; alkynyl, C,-C. alkoxyl, or C.-C, ; aryl,
R., Rs, R, and R, are each independently hydrogen, C,-C,
alkyl, C,-C, alkoxyl, C;-C,, cycloalkyl, or C.-C, ; aryl, R,
and R: are not simultaneously hydrogen, R, and R, are not
simultaneously hydrogen, n+m+r=1, 0<n<1, 0<m<1, and
O0<r<1, ‘n’, ‘m’, and °r’ are each a molar ratio, ‘r’ 1s p, q, or
p+q, and a degree of polymerization 1s about 1,000 to about
1,000,000.

14 Claims, 2 Drawing Sheets
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GAS BARRIER THIN FILM, ELECTRONIC
DEVICE COMPRISING THE SAME, AND
METHOD OF PREPARING THE GAS
BARRIER THIN FILM

CROSS-REFERENCE TO RELATED
APPLICATION

This application claims priority to Korean Patent Applica-
tion No. 10-2008-0130441, filed on Dec. 19, 2008, and all the
benelits accruing therefrom under 35 U.S.C. §119, the con-
tent of which 1n 1ts entirety 1s herein imncorporated by refer-
ence.

BACKGROUND

1. Field

One or more exemplary embodiments relate to a gas barrier
thin film, an electronic device including the gas barrier thin
f1lm, and a method of preparing the gas barrier thin film, and
more particularly, to a gas barrier thin film including a silicon-
containing organic-1norganic composite copolymer, an elec-
tronic device including the gas barrier thin film, and a method
of preparing the gas barrier thin film.

2. Description of the Related Art

Organic materials used 1n electronic devices such as
organic light emitting devices (“OLEDs”) or liquid crystal
display devices (“LCDs”) are highly vulnerable to oxygen or
moisture 1 the atmosphere. Thus, when organic materials are
exposed to oxygen or moisture, the output and/or the perfor-
mance ol the electronic devices that include the organic mate-
rials may decrease.

One method of prolonging the lifetime of electronic
devices using a metal layer and a glass layer to protect the
clectronic devices has been developed. However, metals are
not generally transparent, and glass 1s generally inflexible.

Another method of prolonging the lifetime of electronic
devices uses a thin film including silica (S10,) to protect the
clectronic devices. The thin film 1s derived from a polymer
such as polysilazane. However, thin films derived from pol-
ysilazane are both hard and hydrophilic. In addition, a high
temperature equal to or greater than 400° C. (Celsius) 1s
necessary to cure the thin film.

Accordingly, there 1s a need for a gas barrier thin film or a
sealing thin film that 1s flexible and transparent. It would be a
turther advantage 11 the thin film also prevents the penetration
of moisture. It would be a still further advantage 11 the thin
films were easily manufactured using a low-temperature cur-
ing method. Such thin films would be useful for sealing
electronic devices such as flexible OLEDs, and could be used
to produce devices that are thin, light, and flexible.

SUMMARY

One or more exemplary embodiments include a gas barrier
thin film including a silicon-containing organic-inorganic
composite copolymer.

One or more exemplary embodiments include an elec-
tronic device including the gas barrier thin film.

One or more exemplary embodiments include a method of
preparing the gas barrier thin film.

Additional aspects, advantages and features will be set
torth 1n part in the description which follows and, 1n part, will
be apparent from the description, or may be learned by prac-
tice of the exemplary embodiments.

To achieve the above and/or other aspects, advantages and
teatures, one or more exemplary embodiments may include a
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2

gas barrier thin film including a substrate; an anchoring layer
disposed on a surface of the substrate; and an 1norganic oxide
layer disposed on a surface of the anchoring layer opposite the
substrate,

wherein the anchoring layer may include a silicon-contain-
Ing organic-1norganic composite copolymer including a
repeating unit represented by Formula 1 below; a repeating
unit represented by Formula 2 below; and at least one repeat-
ing unit selected from the group consisting of repeating units
represented by Formulas 3 and 4 below, and combinations
thereof:

—(S10),— Formula 1
—(S1R | R,—NR;), — Formula 2
Formula 3
I
L Tl O1;
Rs
Formula 4
I
? :
Sl O
_ ‘ P
R7

wherein at least one of the group consisting of R, R, and R,
may be independently hydrogen, R, R,, and R, are each
independently a C,-C; alkyl group, a C,-C; alkenyl group, a
C,-C; alkynyl group, a C,-C. alkoxyl group, ora C-C,  aryl
group,

R,, R., R, and R, are each independently hydrogen, a
C,-C; alkyl group, a C,-C; alkoxyl group, a C;-C,,
cycloalkyl group or a C.-C, < aryl group,

R, and R may not be simultaneously hydrogen,

R, and R, may not be simultaneously hydrogen,

n+m+r=1, 0<n<1, 0<m<1, and 0<r<1,

‘n’, ‘m’, and ‘r’ may each be a molar ratio,

‘r’ may be p, g, or p+q, and

a degree of polymerization may be in the range of about
1,000 to about 1000,000.

To achieve the above and/or other aspects, advantages and
features, one or more exemplary embodiments may include a
gas barrier thin film including a substrate, a first anchoring
layer disposed on the substrate, an 1organic oxide layer
disposed on the first anchoring layer, and a second anchoring
layer formed on the mmorganic oxide layer, wherein the first
and second anchoring layers comprise the silicon-containing
organic-1norganic composite copolymer.

To achieve the above and/or other aspects, advantages and
features, one or more exemplary embodiments may include
an electronic device including the gas barrier thin film.

To achieve the above and/or other aspects, advantages and
features one or more exemplary embodiments may include a
method of preparing a gas barrier thin film, the method
including preparing a mixture of a polysilazane and a polysi-
loxane-based polymer; coating the mixture on a substrate to
form a resultant coated substrate, performing a thermosetting
process on the resultant coated substrate to form an anchoring
layer; and forming an inorganic oxide layer on the anchoring

layer using a physical vapor deposition (“PVD”) process.
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BRIEF DESCRIPTION OF THE DRAWINGS

These and/or other aspects, advantages, and features of
exemplary embodiments of the invention will become appar-
ent and more readily appreciated from the following descrip-
tion of the embodiments, taken 1n conjunction with the
accompanying drawings of which:

FIG. 1 1s a schematic, cross-sectional view of an exemplary
embodiment of a gas barrier thin film;

FIG. 2 1s a schematic, cross-sectional view of an exemplary
embodiment of a gas barrier thin film;

FIG. 3 1s a schematic, cross-sectional view of another
exemplary embodiment of a gas barrier thin {ilm; and

FIG. 4 1s a graph of light transmittance (percent) versus
wavelength (nanometers, “nm”) of exemplary embodiments
of gas barrier thin films prepared in accordance with Example
6 and Comparative Example 4.

DETAILED DESCRIPTION

This disclosure will now be described more fully herein-
alter with reference to the accompanying drawings, 1n which
embodiments are shown. The exemplary embodiments may,
however, be embodied in many different forms and should not
be construed as limited to the embodiments set forth herein.
Rather, these embodiments are provided so that this disclo-
sure will be thorough and complete, and will fully convey the
scope of the claims to those skilled 1n the art. Like reference
numerals refer to like elements throughout.

It will be understood that when an element 1s referred to as
being “on” another element, it can be directly on the other
clement or intervening elements may be present therebe-
tween. In contrast, when an element 1s referred to as being
“directly on” another element, there are no intervening ele-
ments present. As used herein, the term “and/or” includes any
and all combinations of one or more of the associated listed
items.

It will be understood that, although the terms first, second,
third etc. may be used herein to describe various elements,
components, regions, layers and/or sections, these elements,
components, regions, layers and/or sections should not be
limited by these terms. These terms are only used to distin-
guish one element, component, region, layer, or section from
another element, component, region, layer, or section. Thus,
a first element, component, region, layer, or section discussed
below could be termed a second element, component, region,
layer, or section without departing from the teachings herein.

The terminology used herein 1s for the purpose of describ-
ing particular embodiments only and 1s not intended to limait
the claims. As used herein, the singular forms “a,” “an,” and
“the” are imntended to include the plural forms as well, unless
the context clearly indicates otherwise. It will be further
understood that the terms “comprises” and/or “comprising,”
or “includes™ and/or “including” when used 1n this specifica-
tion, specily the presence of stated features, regions, integers,
steps, operations, elements, and/or components, but do not
preclude the presence or addition of one or more other fea-
tures, regions, itegers, steps, operations, elements, compo-
nents, and/or groups thereof.

Furthermore, relative terms, such as “lower” or “bottom™
and “upper” or “top,” may be used herein to describe one
clement’s relationship to another elements as 1llustrated 1n the
Figures. It will be understood that relative terms are intended
to encompass different orientations of the device in addition
to the orientation depicted 1n the Figures. For example, 11 the
device 1n one of the figures 1s turned over, elements described

as being on the “lower” side of other elements would then be
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4

oriented on “upper” sides of the other elements. The exem-
plary term “lower,” can therefore, encompasses both an ori-
entation of “lower” and “upper,” depending on the particular
orientation of the figure. Similarly, 11 the device 1n one of the
figures 1s turned over, elements described as “below” or
“beneath” other elements would then be oriented “above” the
other elements. The exemplary terms “below” or “beneath”
can, therefore, encompass both an orientation of above and
below. The term “disposed on” means that at least a portion or
the enftirety of the surfaces of two layers are in intimate
contact.

Unless otherwise defined, all terms (including technical
and scientific terms) used herein have the same meaning as
commonly understood by one of ordinary skill 1n the art to
which this disclosure belongs. It will be further understood
that terms, such as those defined 1n commonly used dictio-
naries, should be mterpreted as having a meaning that 1s
consistent with their meaning 1n the context of the relevant art
and the present disclosure, and will not be 1nterpreted 1n an
idealized or overly formal sense unless expressly so defined
herein.

Exemplary embodiments are described herein with refer-
ence to cross section 1llustrations that are schematic 1llustra-
tions of 1dealized embodiments of the present disclosure. As
such, variations from the shapes of the illustrations as a result,
for example, of manufacturing techniques and/or tolerances,
are to be expected. Thus, embodiments of the present disclo-
sure should not be construed as limited to the particular
shapes of regions 1llustrated herein but are to include devia-
tions 1n shapes that result, for example, from manufacturing.
For example, a region illustrated or described as flat may,
typically, have rough and/or nonlinear features. Moreover,
sharp angles that are 1llustrated may be rounded. Thus, the
regions illustrated in the figures are schematic in nature and
their shapes are not mtended to illustrate the precise shape of
a region and are not intended to limait the scope of the claims.

Heremnafiter, the exemplary embodiments of this disclosure
will be described in detail with reference to the accompanying,
drawings.

All methods described herein can be performed 1n a suit-
able order unless otherwise indicated herein or otherwise
clearly contradicted by context. The use of any and all
examples, or exemplary language (e.g., “such as™), 1is
intended merely for illustration and does not pose a limitation
on the scope of the claims unless otherwise claimed. No
language 1n the specification should be construed as indicat-
ing that any non-claimed element 1s essential.

According to an exemplary embodiment, a gas barrier thin
film includes a substrate; an anchoring layer disposed on a
surface ol the substrate; and an mnorganic oxide layer disposed
on a surface of the anchoring layer opposite the substrate. In
one exemplary embodiment the anchoring layer 1s formed on
the surface of the substrate. In another exemplary embodi-
ment, the morganic oxide layer 1s formed on the anchoring
layer. In still another exemplary embodiment the anchoring
layer 1s formed on the surface of the substrate and the 1nor-
ganic oxide layer 1s formed on the anchoring layer. The
anchoring layer includes a silicon-containing organic-1nor-
ganic composite copolymer including a repeating unit repre-
sented by Formula 1 below; a repeating unit represented by
Formula 2 below; and at least one repeating unit selected from

the group consisting ol repeating umits represented by For-
mulas 3 and 4 below and combinations thereof.

—(S10),— Formula 1

—(S1R{R,—NR;), — Formula 2
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Formula 3

Formula 4

—1 I O
_ ‘ P

R7

In Formulas 1 through 4, at least one of the group consist-
ing of R, R,, and R, 1s independently hydrogen, and R, R.,,
and R, are each independently a C,-C, alkyl group, a C,-C,
alkenyl group, a C,-C. alkynyl group, a C,-C; alkoxyl group,
or a C.-C, < aryl group, R, R;, R, and R, are each indepen-
dently hydrogen, a C,-C, alkyl group, a C, -C, alkoxyl group,
a C,;-C,, cycloalkyl group ora C.-C, < aryl group. In addition,
R, and R are not simultaneously hydrogen, R and R, are not
simultaneously hydrogen, n+m+r=1, 0<n<l, 0<m<Il, and
O<r<l1. Furthermore, ‘n’, ‘m’, and ‘r’ are each a molar ratio, ‘r’
1S P, q, or p+q, and the degree ol polymerization 1s in the range
of about 1,000 to about 1,000,000. The degree of polymer-
1zation may be 1n the range of about 1,000 to about 200,000.

In one exemplary embodiment, the silicon-contaiming
organic-mnorganic composite copolymer included in the
anchoring layer may have increased tlexibility. Without being
bound by theory, it 1s believed that any increase 1n tlexibility
may be attributed to the presence of an alkyl group, an alkoxyl
group, or like included in the repeating unit of Formula 3 or 4.
In addition, when the repeating unit of Formula 3 and/or 4 1s
randomly cross-linked with the repeating unit of Formula 1
and/or 2, a hydroxyl group exposed 1n the anchoring layer 1s
removed, thereby decreasing the hydrophilic properties of the
anchoring layer and further preventing the penetration of
moisture 1nto the anchoring layer.

Further without being bound by theory, the anchoring layer
may function as a stress buller between the substrate and the
inorganic oxide layer so as to prevent cracks from being
generated 1n the morganic oxide layer, and may increase
adhesion between the substrate and the inorganic oxide layer
so as to further prevent the penetration of moisture and oxy-
gen. In addition, the anchoring layer may facilitate regular
sputtering of the inorganic oxide layer so that the mnorganic
oxide layer may be accurately formed to a predetermined
thickness or more. Still further without being bound by
theory, it 1s believed that the 1norganic oxide layer may pre-
vent the penetration of oxygen, moisture, and harmiul sub-
stances from the environment.

FIG. 1 1s a schematic cross-sectional view of an exemplary
embodiment of a gas barrier thin film. Referring to FIG. 1, the
gas barrier thin film includes a substrate 10; an anchoring
layer 20 disposed on, e.g., formed on a surface of the substrate
10 that includes a silicon-containing organic-1norganic com-
posite copolymer; and an 1norganic oxide layer 30 disposed
on, €.g., formed on a surface the anchoring layer 20 opposite
the substrate 10.

In exemplary embodiments the gas barrier thin film may
have excellent light transmittance equal to or greater than
about 70% 1n a visible light wavelength region. For example,
the light transmittance may be 1n the range of about 70 to
about 90% at a wavelength equal to or greater than about 400

10

15

20

25

30

35

40

45

50

55

60

65

6

nm, and light transmittance may be 1n the range of about 80 to
about 90% at a wavelength equal to or greater than about 500
nm. The light transmittance may be adjusted so as to be
suitable for achieving the intended purpose of the gas barrier
f1lm.

In exemplary embodiments, the silicon-containing
organic-inorganic composite copolymer may be prepared by
coating a mixture of a polysilazane and a polysiloxane-based
polymer on a substrate, to provide a resultant coated sub-
strate. A thermosetting process, for example a condensation
process 1s then performed on the coated mixture to crosslink
the polysilazane and the polysiloxane-based polymer. In the
mixture of the polysilazane and the polysiloxane-based poly-
mer, water 1s generated as a by-product of condensation reac-
tions occurring between the —S1—H bonds of the polysila-
zane and a terminal OH-group of the polysiloxane-based
polymer. Hydrolysis of the polysilazane and condensation of
the end groups of the polysiloxane then rapidly occur using
the water as a catalyst, thereby completing the preparation of
the silicon-containing organic-inorganic composite copoly-
mer.

In one exemplary embodiment, the thermosetting process
may be performed in a range suitable for thermosetting the
mixture, for example at a temperature equal to or less than
about 150° C., or for example, at a temperature 1n the range of
about 60 to about 120° C.

In the gas barrier thin film according to an exemplary
embodiment, the polysilazane may include a repeating unit
represented by Formula 5 below.

—(S1iR;R>—NR3) — Formula 5

In Formula 5, at least one of the group consisting of R |, R,
and R, 1s independently hydrogen, R, R,, and R, are each
independently a C,-C; alkyl group, a C,-C; alkenyl group, a
C,-C; alkynyl group, a C,-C. alkoxyl group, ora C,-C,  aryl
group, and ‘a’ 1s an integer 1n the range of about 100 to about
1,000,000.

In exemplary embodiments, the polysilazane may include
repeating units represented by Formulas 8 through 10 below.

Formula 8
1l
AT
H H
- Formula 9
e
_rTi_TﬁSl_Tﬂf_
H H CH; H
Formula 10

H

]

RS
H

H H

In Formulas 8, 9 and 10, ‘d’ 1s an integer 1n the range of
about 500 to about 1,000,000, and ‘e’ and ‘1’ are each inde-
pendently an integer 1in the range of about 250 to about 500,
000.

In addition, 1n other exemplary embodiments the polysi-
loxane-based polymer may include at least one repeating unit
selected from the group consisting of repeating units repre-
sented by Formulas 6 and 7 below, and combinations thereof.
The polysiloxane-based polymer may further include a
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hydroxyl group as an end group. For example, the polysilox-
ane-based polymer may include about 5 mole percent (mol
%) or more of a hydroxyl group as an end group of the
polysiloxane-based polymer.

Formula 6

Formula 7

 Si—O

‘ - C

R7

In Formulas 6 and 7, R, R, R, and R, are each indepen-
dently hydrogen, a C, -C, alkyl group, a C, -C; alkoxyl group,
a C5-C,, cycloalkyl group or a C.-C, ; aryl group, R, and R.
are not simultaneously hydrogen, R, and R, are not simulta-
neously hydrogen, and ‘b’ and ‘¢’ are each independently an
integer 1n the range of about 200 to about 200,000.

According to another embodiment, the gas barrier thin film
may further include at least one layer selected from the group
consisting of an anchoring layer, an inorganic oxide layer and
combinations thereof, which are alternately stacked on a sur-
face of the substrate opposite to that on which the anchoring
layer 20 and the morganic oxide layer 30 are formed 1n FIG.
1 (not shown). Alternatively, or 1n addition, in still another
embodiment, the gas barrier thin film may further include at
least one layer selected from the group consisting of an
anchoring layer, an inorganic oxide layer and combinations
thereol, which are alternately stacked on an inorganic oxide
layer corresponding to the inorganic oxide layer 30 of FIG. 1.

FIGS. 2 and 3 are cross-sectional views illustrating one or
more combinations of gas barrier thin films according to these
other embodiments. Referring to FIG. 2, the gas barrier thin
film according to an exemplary embodiment includes a sub-
strate 10; a first anchoring layer 20 including a silicon-con-
taining organic-mnorganic composite copolymer and dis-
posed, e.g., formed on the substrate 10; an 1morganic oxide
layer 30 disposed, e¢.g., formed on a surface of the first anchor-
ing layer 20; and a second anchoring layer 20q including a
silicon-containing organic-inorganic composite copolymer
disposed, e.g., formed on a surface of the morganic oxide
layer 30.

Referring to FIG. 3, the gas barrier thin film according to
another exemplary embodiment includes a substrate 10 hav-
ing a first surface and an opposite second surface; a first
anchoring layer 20 including a silicon-containing organic-
inorganic composite copolymer and disposed, e.g., formed on
the first surface of the substrate 10; a first inorganic oxide
layer 30 disposed, e.g., formed on a surface of the first anchor-
ing layer 20 opposite the substrate layer 10; a second anchor-
ing layer 20a disposed, e.g., formed on a surface of the first
inorganic oxide layer 30 opposite the first anchoring layer 20;
a second 1morganic oxide layer 30a disposed, e.g., formed on
a surface of the second anchoring layer 20a opposite the first
inorganic oxide layer 30; a third anchoring layer 2056 dis-
posed, e.g., formed on the second surface of the substrate 10;
and a third 1morganic oxide layer 3056 disposed, e.g., formed
on the third anchoring layer 20.
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By virtue of the above-described layers that are alternately
stacked, the gas barrier thin films according to the exemplary
embodiments 1llustrated 1n FIGS. 2 and 3 may further prevent
the penetration of moisture, oxygen, and harmful substances.

In addition, the gas barrier thin film may further optionally
include a protecting layer disposed on a surface of the 1nor-
ganic oxide layer(s) on a side opposite an anchoring layer.
The protecting layer prevents damage to the surfaces of the
iorganic oxide layers. The protecting layer may include at
least one compound selected from the group consisting of
fluorine, silicon, a lipophilic polymer, and any mixtures
thereof, but 1s not limited thereto.

In the gas barrier thin films according to the above exem-
plary embodiments, the substrate 10 may be formed of a
plastic or a metal, and the plastic or the metal may be flexible.
The substrate 10 may be a general substrate used 1n electronic
devices or packing materials. Examples of materials used to
form the substrate 10 may include polyoxymethylene, poly-
vinyinaphthalene, polyetheretherketone, a fluoropolymer,
poly-a-methyl styrene, polysulione, polyphenylene oxide,
polyetherimide, polyethersulione, polyamideimide, polyim-
ide, polyphthalamide, polycarbonate, polyarylate, polyethyl-
enenaphthalate, and polyethyleneterephthalate.

An electronic device according to an exemplary embodi-
ment imcludes the gas barrier thin films described herein, for
example any one or more of the gas barrier films of FIG. 1, 2,
or 3. Because the gas barrier thin films may be highly effective
to prevent the penetration of oxygen and moisture, and further
have a high tolerance with respect to diffusion of compounds,
the gas barrier thin films may prolong the lifetime of the
clectronic device when the gas barrier thin film 1s used as a
sealing thin film for the electronic device.

In exemplary embodiments, the electronic device may be,
for example, an organic light emitting device (“OLED™), a
display device, a photovoltaic device, an integrated circuit, a
pressure sensor, a chemical sensor, a bio sensor, or a lighting
device, but it 1s not limited thereto.

A method of preparing a gas barrier thin film, according to
an exemplary embodiment, includes preparing a mixture of a
polysilazane and a polysiloxane-based polymer; coating the
mixture on a substrate to form a resultant coated substrate;
and then performing a thermosetting process with respect to
the mixture of polysilazane and polysiloxane-based polymer
of the resultant coated substrate to form an anchoring layer;
and forming an morganic oxide layer on the anchoring layer.
In one embodiment, the inorganic oxide layer 1s formed using
a physical vapor deposition (“PVD”) process.

In exemplary embodiments the mixture 1s prepared by
mixing the polysilazane and the polysiloxane-based polymer
using an organic solvent and then storing the polysilazane and
the polysiloxane-based polymer mixture for a predetermined
period of time. The predetermined period of time 1s deter-
mined according to the specific polysilazane, the polysilox-
ane-based polymer used, and other considerations such as
temperature, and may be in the range of about 10 seconds to
about 10 minutes. The anchoring layer having a predeter-
mined thickness 1s formed by coating the mixture on the
substrate and then performing the thermosetting process to
crosslink and further react polysilazane and the polysiloxane-
based polymer.

In exemplary embodiments the thermosetting process may
include curing by heating the mixture on a hot plate for about
1 to about 10 minutes at a temperature in the range of about 50
to about 150° C., followed by heating the mixture 1n a vacuum
oven for about 1 minute to about 3 hours at a temperature 1n
the range of about 50 to about 150° C., and may optionally
further 1include performing the thermosetting process with
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respect to the mixture in a temperature- and humidity-con-
trolled oven for about 1 to about 3 hours at a temperature in
the range of about 30 to about 150° C. and at a relative
humidity 1n the range of about 350 to about 100%. Alterna-
tively, the thermosetting process may include curing the mix-
ture on a hot plate for about 1 to about 10 minutes at a
temperature in the range of about 50 to about 150° C., fol-
lowed by heating the mixture 1n a temperature- and humidity-
controlled oven for about 1 to about 3 hours at a temperature
in the range of about 30 to about 150° C. and at a relative
humidity 1n the range of about 350 to about 100%. An 1nor-
ganic oxide layer 1s then formed on the anchoring layer, for
example by using a PVD process.

Using this method of preparing the gas barrier thin film, a
s1licon-containing organic-inorganic composite copolymer
may be simply and rapidly prepared. In addition, preparation
of the silicon-containing organic-mnorganic composite
copolymer 1s facile and lower cost because a curing condition
at a temperature greater than 200° C. 1s not used. Also, the
properties of the silicon-containing organic-imnorganic com-
posite copolymer included in the anchoring layer may be
varied according to the preparation conditions. For example,
a mixing ratio of the polysilazane and the polysiloxane-based
polymer, the amount of a substitute group (e.g., an alkyl
group, etc.) contained in the silicon-containing organic-1nor-
ganic composite copolymer, and the period of time for storing
the mixture can be varied to produce composite copolymers
having different properties.

According to an exemplary embodiment, 1n the method of
preparing the gas barrier thin film, the polysilazane may
include a repeating unit represented by Formula 5 below.

—(S1R{R5>—NR;) — Formula 5

In Formula 5, at least one ot the group consisting of R, R,
and R, 1s hydrogen, R, R, and R, are each independently a
C,-C; alkyl group, a C,-C; alkenyl group, a C,-C; alkynyl
group, a C, -C; alkoxyl group, or a C.-C, < aryl group, and ‘a’
1s an 1nteger 1n the range of about 100 to about 1,000,000.

Further, the polysilazane may include at least one repeating,
unit represented by Formulas 8 through 10 below.

Formula 8
T
—H N
H H
Formula 9

Formula 10

In Formulas 8, 9, and 10, °d’ 1s an integer in the range of
about 500 to about 1,000,000, and ‘e’ and ‘1’ are each inde-

pendently an 1nteger 1n the range of about 250 to about 500,
000.

In addition, the polysiloxane-based polymer may include
at least one repeating unit selected from the group consisting
of repeating units represented by Formulas 6 and 7, and
combinations thereof, and may include a hydroxyl group as a
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terminal group. For example, the polysiloxane-based poly-
mer may include about 5 mol % or more of the hydroxyl
group as a terminal group.

Formula 6

Formula 7/

SI— O—T—
_ ‘ d.

R7

In Formulas 6 and 7, R, R, R, and R are each indepen-
dently hydrogen, a C,-C, alkyl group, a C, -C, alkoxyl group,
a C;-C, , cycloalkyl group, or a C.-C, < aryl group, R, and R
are not simultaneously hydrogen, R, and R, are not simulta-
neously hydrogen, and ‘b’ and ‘¢’ are each independently an
integer 1n the range of about 200 to about 200,000.

The organic solvent used to prepare the mixture of the
polysilazane and the polysiloxane-based polymer 1s not par-
ticularly limited. Examples of the organic solvent may
include aromatic hydrocarbons such as anisole, and xylene, a
ketone solvent such as methyl 1sobutyl ketone, and acetone,
an ether solvent such as tetrahydrofuran, 1sopropyl ether, and
dibutyl ether, a silicon solvent, and any mixture including at
least one of the foregoing. In a polysilazane mixture and/or
polysiloxane-based polymer mixture including the solvent,
the concentration of solids of the polysilazane and the pol-
ysiloxane-based polymer may be 1n the range of about 0.1 to
about 80 weight percent (wt %), for example, 1n the range of
about 5 to about 30 wt %.

In the method of preparing the gas barrier thin, a mixing,
weight ratio of the polysilazane and the polysiloxane-based
polymer of the mixture is selected so as to provide the desired
composite composition and properties, and may be 1n a range
of about 9:1 to about 1:2, respectively.

In the method of preparing the gas barrier thin film accord-
ing to the exemplary embodiments, the mixture may be
coated on the substrate by bar coating, drop casting, spin
coating, dip coating, spray coating, flow coating, or screen
printing methods, but the coating method 1s not limited
thereto.

In exemplary embodiments of the method of preparing the
gas barrier thin film, the thermosetting process may be per-
formed at a temperature effective to result in thermosetting of
the reactants, preferably avoiding higher temperatures in
order to achieve the advantages described herein. For
example, the temperature can be equal to or less than 150° C.,
for example, 1n the range of about 60 to about 120° C.

In exemplary embodiments the inorganic oxide layer may
then be deposited on the anchoring layer, for example by
using PVD deposition process equipment. Examples of a
PVD process used to deposit the inorganic oxide layer on the
anchoring layer may include a sputtering process, a pulsed
laser deposition (“PLD”) process, a 1ion beam deposition
(“IBD”) process, and an 1on beam assisted deposition
(“IBAD”) process, but the PV D process 1s not limited thereto.

In exemplary embodiments of the gas barrier thin films, the
method of preparing the gas barrier thin film, and the devices
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containing the gas barrier thin films, the inorganic oxide layer
may include S10,, Al,O,, MgO, ZnO, or any mixture of at
least one of the foregoing.

The method of preparing the gas barrier thin film may
turther optionally include forming a protecting layer on the
inorganic oxide layer. The protecting layer may be formed by
dissolving a material including at least one compound
selected from the group consisting of tluorine, silicon, a lipo-
philic polymer, and any mixtures thereof 1n a solvent, coating,
the resultant on the morganic oxide layer, and then perform-
ing the thermosetting process with respect to the resultant
coating. The thermosetting process 1s performed on the
resultant coating for about 30 minutes to about 3 hours at a
temperature 1n the range of about 50 to about 100° C.

Hereinatter, the exemplary embodiments will be described
in more detail with reference to the following examples.
However, the following examples are only for illustrative
purposes and are not mtended to limit the scope of the pre-
sented exemplary embodiments.

Preparation of Gas Barrier Thin Film

EXAMPLE 1

A mixture was prepared by mixing 3 milliliters (ml) of a
solution (AZ Flectronic Matenials, Lot No. 07101676A,
amount of solids 21 wt %) in which perhydropolysilazane
was dissolved 1n dibutylether and 0.5 ml of polydimethylsi-
loxane (Aldrich, molecular weight 550, Lot No. 481939)
represented by Formula 11 below, and storing the mixture for
30 seconds. Then, the mixture was coated on a polyethylene
naphthalate (“PEN") substrate (DuPont Teijin Films, and
having a thickness of 100 micrometers (um)) by using a
spin-coating method. In this regard, the mixture was coated
on the PEN substrate at a coating rate of 1200 rpm for 40
seconds. Then, the PEN substrate on which the mixture was
coated was cured 1n a hot plate for 3 minutes at a temperature
of 85° C., followed by curing 1n a vacuum oven for about 2
hours at a temperature 80° C., thereby forming an anchoring,
layer having a thickness of 700 nm. Then, an aluminum-based
(e.g., aluminum oxide, (Al,O;)) thin film was formed on the
anchoring layer to a thickness of 150 nm by using a deposition
apparatus (such as ULVAC Materials, PME-200), thereby
completing the manufacture of a gas barrier thin film.

Formula 11

CHs,

HO—FSi—O0+—H

CH;

EXAMPLE 2

A gas barrier thin film was prepared 1n the same manner as
in Example 1 except that an anchoring layer having a thick-
ness of 750 nm was formed by curing the PEN substrate on
which the mixture was coated on a hot plate for 3 minutes at
a temperature of 85° C., and then curing 1n an oven for 2 hours
at a temperature of 85° C. and at a relative humidity of 85%.

EXAMPLE 3

A gas barrier thin film was prepared 1n the same manner as
in Example 1 except that an anchoring layer having a thick-
ness of 700 nm was formed by curing the PEN substrate on
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which the mixture was coated on a hot plate for 3 minutes at
a temperature of 85° C., followed by curing 1n a vacuum oven
for 1 hour at a temperature of 80° C., and then curing 1n an

oven for 2 hours at a temperature of 85° C. and at a relative
humidity of 85%.

EXAMPLE 4

A gas barrier thin film was prepared by forming an anchor-
ing layer and an inorganic oxide layer on a plastic PEN
substrate (DuPont Te1jin Films, and having a thickness of 100
um) in the same manner as 1n Example 3, and then forming
another anchoring layer on the morganic oxide layer.

EXAMPLE 5

A gas barrier thin film was prepared by forming a first
anchoring layer, a first inorganic oxide layer, and a second
anchoring layer on a surface of a plastic PEN substrate (Du-
Pont Te1jin Films, and having a thickness of 100 um) 1n the
same manner as in Example 3. Then, sequentially forming a
third anchoring layer, a second 1norganic oxide layer, a fourth
anchoring layer, and a third inorganic oxide layer on a surface
of the plastic PEN substrate opposite to that on which the first
anchoring layer, the first inorganic oxide layer and the second
anchoring layer were previously formed.

COMPARAIIVE EXAMPLE 1

A gas barrier thin film was prepared by preparing a poly-
cthyleneterephthalate (“PET™) substrate (thickness 200 um),
depositing polyurea (“PU”) to a thickness of 1 um by using a
PVD deposition apparatus (ULVAC Materials, PME-200),
using only a deposition chamber 1n the PVD deposition appa-
ratus, and then forming an alumina morganic oxide layer to a
thickness of 50 nm on the PET substrate.

COMPARAITIVE EXAMPLE 2

A gas barrier thin film was prepared in the same manner as
in Comparative Example 1 except that a PU layer having a
thickness of 1 um, an Al,O; layer having a thickness of 50 nm,
a PU layer having a thickness of 1 um, and an Al,O, layer
having a thickness of 50 nm were sequentially deposited in
that order on the PET substrate.

COMPARAIIVE EXAMPLE 3

A gas barrier thin film was prepared 1n the same manner as
in Comparative Example 1 except that a PU layer having a
thickness of 1 um, an Al,O; layer having a thickness of 50 nm,
a PU layer having a thickness of 1 um, an Al,O, layer having
a thickness of 50 nm, a PU layer having a thickness of 1 um,
and a Al,O, layer having a thickness of 50 nm were sequen-
tially deposited in that order on the PET substrate.

COMPARAIIVE EXAMPLE 4

A PEN substrate (Dupont Teijin Films Japan Limited, and
Product name: TEONEX, Q635FA-100 um) was used.

MEASUREMENT EXAMPLE 1

Water Vapor Transmission Rate (“WVTR”)

A WVTR of each of the gas barrier thin films prepared 1n
Examples 4 and 35, and in Comparative Examples 1 through 3
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was measured using an AQUATRAN Model 1 (manufactured
by MOCON) system at a temperature of 37.8° C., and at
100% relative humidity (“RH”). The results are shown 1n
Table 1 below.

TABLE 1

(L.

WVTR [grams per square meter per
day, (g/m” - day)]

Example 4 0.058
Example 5 less than 0.0005
Comparative Example 1 6.5
Comparative Example 2 0.16
Comparative Example 3 0.07

As shown 1n Table 1, the gas barrier thin films prepared 1n
Examples 4 and 5 exhibit lower WV TRs than the WVTRs 1n
Comparative Examples 1 through 3.

MEASUREMENT EXAMPLE 2

Visible Light Transmittance

The visible light transmittance for each of the gas barrier
thin films prepared 1n Example 5 and Comparative Example
4 was measured using a CARY 5000 UV-VIS Spectropho-
tometer (manufactured by VARIAN). The results are shown
in FIG. 4. Referrning to FIG. 4, the gas barrier thin film pre-
pared 1n Example 5 exhibits a visible light transmittance in
the range of about 80 to about 90% at a visible light wave-
length equal to or greater than 3500 nm. The visible light
transmittance of the gas barrier thin film 1s similar to the
visible light transmittance of the PEN substrate.

As described above, according to one or more of the above
exemplary embodiments, a gas barrier thin film 1including a
new silicon-containing organic-inorganic composite copoly-
mer may prevent the penetration of oxygen and moisture and
may be easily prepared.

It should be understood that the exemplary embodiments
described herein should be considered 1n a descriptive sense
only and not for purposes of limitation. Descriptions of fea-
tures or aspects within each embodiment should typically be
considered as available for other similar features or aspects 1n
other embodiments.

What 1s claimed 1s:

1. A gas barrier film comprising:

a substrate;

an anchoring layer disposed on a surface of the substrate;
and

an 1organic oxide layer disposed directly on a surface of
the anchoring layer opposite the substrate, wherein the
inorganic oxide layer comprises Al,O,, MgO, ZnO, or a
mixture thereof:;

wherein the anchoring layer comprises a coating of a sili-
con-containing organic-inorganic composite copolymer
as a thermoset of a mixture of a polysilazane and a
polysiloxane-based polymer,

wherein the copolymer comprises a repeating unit repre-
sented by Formula 1 below; a repeating unit represented
by Formula 2 below; and at least one repeating umit
selected from the group consisting of repeating units
represented by Formulas 3 and 4 below, and a combina-
tion thereof:

—(S10), — Formula 1

—(S1R{R5,—NR;), — Formula 2
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Formula 3
)
j Ti 017
Rs
Formula 4
)
|
O :
|
S1 O
C ‘ P
R7

wherein at least one of the group consisting of R, R, and R,
1s independently hydrogen, and the remaining R, R, and R,
are each independently a C,-C; alkyl group, a C,-C; alkenyl
group, a C,-C. alkynyl group, a C,-C; alkoxyl group, or a
Cs-C, 5 aryl group,

R,, R., R, and R, are each independently hydrogen, a
C,-C; alkyl group, a C,-C, alkoxyl group, a C;-C,,
cycloalkyl group or a C.-C, < aryl group,

R, and R are not simultaneously hydrogen,

R, and R, are not simultaneously hydrogen,

n+m+r=1, 0<n<1, O0<m<1, and 0<r<1,

‘n’, ‘m’, ‘p’, ‘q’, and ‘r’ are each a mole fraction of respec-
tive repeating units,

‘r’1s p, g, or p+q, and

a degree ol polymerization is 1n the range of about 1,000 to
about 1,000,000,

wherein the at least one repeating umit selected from the
group consisting of repeating units represented by For-
mulas 3, 4, and a combination thereotf of the silicon-
containing organic-inorganic composite copolymer 1s
randomly cross-linked with the repeating unit repre-
sented by Formula 2 of the silicon-containing organic-
inorganic composite copolymer, wherein the crosslink
results from removal of a hydroxyl group at an end group
of the polysiloxane-based polymer,

wherein a mixing weight ratio of the polysilazane and the
polysiloxane-based polymer of the mixture 1s 1n a range
of about 9:1 to about 1:2, and

wherein a light transmittance of the gas barrier film 1s equal
to or greater than about 70% 1n a visible light wavelength
region.

2. The gas barrier film of claim 1, wherein a visible light
transmittance of the gas barrier thin film 1s about 70% or
more.

3. The gas barrier film of claim 1, further comprising a
protecting layer disposed on the mnorganic oxide layer.

4. The gas barrier film of claim 1, wherein the silicon-
containing organic-mnorganic composite copolymer thermo-
set 1s from exposure of the mixture of a polysilazane and a
polysiloxane-based polymer at a temperature equal to or less
than about 150° C.

5. The gas barrier film of claim 1, wherein the polysilazane
comprises a repeating unit represented by Formula 5 below:

—(SiR;R5>—NR3) — Formula 3,

wherein at least one of the group consisting of R, R, and R,
1s independently hydrogen, R, R, and R are each indepen-
dently a C,-C; alkyl group, a C,-C; alkenyl group, a C,-C,
alkynyl group, a C,-C; alkoxyl group, or a C,-C, ; aryl group,
and

‘a’ 1s an 1teger 1n the range of about 100 to about 1,000,

000.
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6. The gas barrier film of claim 1, wherein the polysilazane
comprises at least one repeating unit represented by Formulas

8, 9, and 10 below:

Formula 8
1
—H N
H H
Formula 9

Formula 10

H
T
T

H

H H

wherein ‘d’ 1s an integer in the range of about 500 to about
1,000,000, and ‘e’ and ‘1" are each independently an integer 1n
the range of about 250 to about 500,000.

7. The gas barrier film of claim 1, wherein the polysilox-
ane-based polymer comprises at least one repeating unit
selected from the group consisting of repeating units repre-
sented by Formulas 6 and 7 below, and a combination thereof,
and wherein the polysiloxane-based polymer further com-
prises about 5 mol % or more of a hydroxyl group as an end
group of the polysiloxane-based polymer:

Formula 6

Formula 7

R7

wherein R, R, R, and R, are each independently hydrogen,
a C,-C, alkyl group, a C,-C; alkoxyl group, a C;-C,,
cycloalkyl group, or a C.-C, < aryl group,

R,, and R are not simultaneously hydrogen,

R, and R, are not simultaneously hydrogen, and

‘b’ and ‘¢’ are each independently an integer 1in the range of

about 200 to about 200,000.

8. The gas barrier film of claim 1, further comprising at
least one layer selected from the group consisting of a second
anchoring layer, a second inorganic oxide layer, and any
combination thereof, wherein the layers are alternately
stacked on another surface of the substrate.

9. The gas barrier film of claim 1, further comprising at
least one layer selected from the group consisting of a second
anchoring layer, a second inorganic oxide layer, and any
combination thereof, wherein the layers are alternately
stacked on the inorganic oxide layer.

10. The gas barrier film of claim 1, wherein the substrate
comprises a plastic or a metal.
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11. The gas barrer film of claim 10, wherein the plastic and
the metal are flexible.
12. An electronic device comprising a gas barrier film,
wherein the gas barrier thin film comprises:

a substrate;

an anchoring layer disposed on a surface of the substrate;
and

an morganic oxide layer disposed directly on the anchoring
layer, wherein the inorganic oxide layer comprises
Al,O,, MgQO, ZnO, or a mixture thereof;

wherein the anchoring layer comprises a coating of a sili-
con-containing organic-mnorganic composite copolymer
as a thermoset of a mixture ol a polysilazane and a
polysiloxane-based polymer,

wherein the copolymer comprises a repeating unit repre-
sented by Formula 1 below; a repeating unit represented
by Formula 2 below; and at least one repeating unit
selected from the group consisting of the repeating units
represented by Formulas 3 and 4 below, and a combina-
tion thereof:

—(S10),— Formula 1
—(S1iR;R>—NR3),,— Formula 2
Formula 3
)
[ Tl 0715
Rs
Formula 4
\
i
— = S1— 01,
B ‘ 1,
R7

wherein at least one of the group consisting of R, R,, and R,
1s independently hydrogen, and the remaining R, R, and R,
are each independently a C, -C; alkyl group, a C,-C; alkenyl
group, a C,-C. alkynyl group, a C,-C; alkoxyl group, or a
Cs-C, 5 aryl group,

R,, Rs, Ry, and R, are each independently hydrogen, a
C,-C; alkyl group, a C,-C, alkoxyl group, a C;-C,,
cycloalkyl group, or a C.-C, < aryl group,

R, and R are not simultaneously hydrogen,

R and R, are not simultaneously hydrogen,

n+m+r=1, 0<n<1, O0<m<1, and 0<r<1,

‘n’, ‘m’, ‘p’, ‘q’ and ‘r’ are each a mole fraction of respec-
tive repeating units of the silicon-containing organic-
inorganic composite copolymer,

‘r’1s p, q, or p+q, and

a degree of polymerization 1s 1n the range of about 1,000 to
about 1,000,000,

wherein the at least one repeating umit selected from the
group consisting of repeating units represented by For-
mulas 3, 4, and a combination thereot of the silicon-
containing organic-inorganic composite copolymer 1s
randomly cross-linked with the repeating unit repre-
sented by Formula 2 of the silicon-containing organic-
inorganic composite copolymer, wherein the crosslink
results from removal of a hydroxyl group at an end group

of the polysiloxane-based polymer,
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wherein a mixing weight ratio of the polysilazane and the
polysiloxane-based polymer of the mixture 1s in a range
of about 9:1 to about 1:2, and

wherein a light transmittance of the gas barrer film 1s equal
to or greater than about 70% 1n a visible light wavelength
region.

13. The electronic device of claim 12, wherein the elec-

tronic device 1s an organic light emitting device, a display

device, ap.

hotovoltaic device, an integrated circuit, a pressure

Sensor, a c

nemical sensor, a biosensor, or a lighting device.

14. A gas barrier film comprising:

a substrate;

a first anchoring layer disposed on a surface of the sub-
strate;

an morganic oxide layer disposed directly on a surface of
the first anchoring layer, wherein the morganic oxide
layer comprises Al,O5, MgO, ZnO, or amixture thereof;
and a second anchoring layer formed on a surface of the
iorganic oxide layer opposite the first anchoring layer,

wherein each of the first and second anchoring layers com-
prises a coating ol a silicon-containing organic-1nor-
ganic composite copolymer as a thermoset of a mixture
of a polysilazane and a polysiloxane-based polymer,

wherein the copolymer comprises a repeating unit repre-
sented by Formula 1 below; a repeating unit represented
by Formula 2 below; and at least one repeating unit
selected from the group consisting of the repeating units
represented by Formulas 3 and 4 below, and a combina-
tion thereof:

—(8510),— Formula 1
—(S1R{R5,—NR;), — Formula 2
Formula 3
)
—t Ti —0 ﬂp—
Rs
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-continued
Formula 4
R
N _
O
|
—Si— 04—,
" ‘ T
Ry

wherein at least one of the group consisting of R, R, and
R, 1s independently hydrogen, and the remaining R, R,
and R, are each independently a C,-C; alkyl group, a
C,-C; alkenyl group, a C,-C; alkynyl group, a C,-C.
alkoxyl group, or a C,-C, ; aryl group,

R,, Rs, Ry, and R, are each independently hydrogen, a
C,-C; alkyl group, a C,-C; alkoxyl group, a C;5-C,,
cycloalkyl group, or a C.-C, . aryl group,

R, and R are not simultaneously hydrogen,

R, and R, are not simultaneously hydrogen,

n+m+r=1, 0<n<1, O0<m<1, and 0<r<1,

‘n’, ‘m’, ‘p’, ‘q’ and ‘r’ are each a mole fraction of respec-
tive repeating units,

‘r’1s p, q, or p+q, and

a degree ol polymerization is 1n the range of about 1,000 to
about 1,000,000,

wherein the at least one repeating umit selected from the
group consisting of repeating units represented by For-
mulas 3, 4, and a combination thereofl of the silicon-
containing organic-inorganic composite copolymer 1s
randomly cross-linked with the repeating unit repre-
sented by Formula 2 of the silicon-containing organic-
inorganic composite copolymer, wherein the crosslink
results from removal of a hydroxyl group at an end group
of the polysiloxane-based polymer,

wherein a mixing weight ratio of the polysilazane and the
polysiloxane-based polymer of the mixture 1s 1n a range
of about 9:1 to about 1:2, and

wherein a light transmittance of the gas barrier film 1s equal
to or greater than about 70% 1n a visible light wavelength

region.
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